. Fluorescence images ( ex = 488 nm, 2×2 mm 2 ) of anti-rabbit IgG-FITC (10 μL, 2 10 -6 M) deposited over a CNCs-PDMS substrate according to the procedure described in Fig. 1 (a) and by drop deposition (b). The fluorescence intensity profile (red line, left y-axis, a.u.) of the protein averaged over the rectangular selection (indicated with a dashed line) is superimposed. The fluorescence signal is essentially constant throughout the sample when procedure (a) is used while is mainly localized at the edge of the dried drop and very low inside in the case of procedure (b).
Fig. S1
. Fluorescence images ( ex = 488 nm, 2×2 mm 2 ) of anti-rabbit IgG-FITC (10 μL, 2 10 -6 M) deposited over a CNCs-PDMS substrate according to the procedure described in Fig. 1 (a) and by drop deposition (b). The fluorescence intensity profile (red line, left y-axis, a.u.) of the protein averaged over the rectangular selection (indicated with a dashed line) is superimposed. The fluorescence signal is essentially constant throughout the sample when procedure (a) is used while is mainly localized at the edge of the dried drop and very low inside in the case of procedure (b).
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Calculation of the Enhancement Factor
The enhancement factor (EF) has been determined by comparing the 1594 cm -1 band intensity of the SERS spectrum (I SERS ) of 4-methylbenzenethiol (MBT) molecules deposited on CNCs substrates with that of the Raman measurement (I R ) of solid MBT. We have used the definition for the average SERS EF on substrates given by Le Ru et al. [E.C. Le Ru, E. Blackie, M. Meyer, P. G. Etchegoin, J. Phys. Chem. C, 2007, 111, 13794-13803] :
Where N Surf is the average number of adsorbed molecules in the scattering volume (i.e. at the SERS surface) for the SERS experiment, N vol is the average number of molecules in the scattering volume for the Raman measurement.
For the SERS measurement we assume the substrate consisting of a repeating pattern metallic structures and the irradiated area much larger than the individual structures forming the substrate. In our experimental conditions, we measured a SERS signal ~100 times larger than the Raman one (Fig. S4) , therefore we estimated an EF ~ 10 6 . . 
Finite Element Method modeling
Simulation of the electric field has been performed using a finite element method (FEM). We realized our finite element models using the commercial software Comsol Multiphysics 4.4 in the scattering mode of the wave-optics-module to solve the Helmholtz equation. By normalizing the incident electric field we can observe the local field enhancement factor directly in form of the normalized electric field.
Our geometry is composed of several gold concave nanocubes with 100 nm size surrounded by air. We have considered three different mutual positions of the CNCs that are the most representative of the actual nanoparticle assembly as shown in the TEM images of Fig. 3 . This choice represents a compromise between calculation domain size and solving time. The gold-to-gold gap distance is set to 1 and 0 nm for the face-to-face and face-to-corner configurations, respectively. The metal is described through its measured dielectric function [P.B. Johnson & R.W. Christy, Phys. Rev. B, 1972, 6, 4370-4379] . The domains are delimited by perfectly matched layers (PML) in order to reach perfect absorption at the outer boundaries. All the simulation are done in 3D and the incident field is assumed to be an electromagnetic plane wave with linear polarization and 639 nm wavelength. Our experimental setup is with light at normal incidence onto the layer of nanocubes (light propagating along the z axis) and polarization along the y direction (see Fig. 4 ). 
